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ESR Data. Using probes prepared by dissolving the crystals of 1 in THF or diglyme, we were unable to detect any well-resolved ESR signal. Only in the presence of an excess of cesuim metal upon the in situ reduction of C 20 H 10 in THF the highly resolved ESR signal centered at g = 2.0038 could be observed in 24 h ( Figure S1 ). These ESR data point out to the formation of trianion-radicals in solution, consistent with previous works of Scott and coworkers. [5] However, it has to be mentioned here that we could not isolate the sandwich type aggregates from the THF solutions, as the title product is formed only when diglyme is used as a solvent media. Figure S1 . Experimental ESR spectrum of C 20 H 10 •3− generated by in situ cesium reduction.
Crystal Structure Determinations and Refinement of 1. Data collection was performed on a Bruker SMART APEX CCD-based X-ray diffractometer with graphite-monochromated Mo-Kα radiation (λ = 0.71073 Å) at T = 100(2) K. Data were corrected for absorption effects using the empirical method SADABS. [6] The structure was solved by direct methods and refined using the Bruker SHELXTL (Version 6.14) software package. [7] Hydrogen atoms were included at idealized positions using the riding model. For further crystal and data collection details see Table S1 . . UV-vis spectra of in-situ generated products in diglyme using (a) excess Cs and (b) excess Li and Cs (3.5 eq.).
Theoretical Calculations
Geometry optimizations for systems 1-small, 1 4 -small, and 1-full (Figures S3-S4) were performed at the PBE0/def2-TZVP(Cs)//cc-pVDZ(C,H,O) level of theory. Geometry optimizations of the structures of neutral C 20 H 10 and "naked" trianion C 20 H 10 •3 species ( Figure S6 ) were carried out at the PBE0/cc-pVDZ level of theory. All calculations were carried out with the Firefly program package (version 8.1.0). [8] The calculated structures correspond to the local minimum (no imaginary frequencies) on the corresponding potential energy surfaces, as determined by calculation of the full Hessian matrix followed by estimation of frequencies in the harmonic approximation. In the case of 1H-small and 1H-full models, only positions of hydrogen atoms were optimized, whereas positions of other atoms were taken from the crystal structure and kept frozen ( Figures S4-S5 ). These calculations were performed with the ORCA program suite (version 3.0.3). [9] In this part, all atoms were described by relativistically re-contracted basis sets of triple- quality (SARS-TZVP).
[10] All calculations were carried out with RIJCOSX acceleration technique. [11] Scalar relativistic effects have been incorporated by applying the 0 th -order regular approximation (ZORA). All optimized geometries were then used for subsequent analysis of the electronic structure of the S8 product in terms of natural bond orbitals (NBO) approach. [12] All NBO computations were performed with the NBO 6.0 program. [13] Broken-symmetry (BS-PBE0) calculations were performed with help of ORCA package using Yamaguchi formula [14] for calculating J coupling constant. Multireference calculations were performed at the level of multiconfigurational perturbation theory of the second in XMCQDPT2 variant. [15] The same basis sets were utilized as for the geometry optimization (def2-TZVP(Cs)//cc-pVDZ(C,H,O)). Two different active spaces, namely (6, 4) and (14, 8) were considered for reference CASSCF calculations.
The first active space includes all doubly and singly occupied orbitals on the top of neutral corannulene and 6 cesium cations. This active space comes from the electronic structure of corannulene, which has two degenerate LUMOs of -symmetry. developed by Granovsky. [15] The conventional intruder state avoidance (ISA) technique [16] was used in MRPT2 calculations. Figure S11. LUMO+1 for neutral C 20 H 10 molecule (PBE0/cc-pVDZ). Table S5 . Cartesian coordinates for 1-small system, optimized at the PBE0/def2-TZVP(Cs)//cc-pVDZ(C,H,O) level of theory. Table S7 . Cartesian coordinates for 1H-small system, optimized at the PBE0/def2-TZVP(Cs)//cc-pVDZ(C,H,O) level of theory. Table S8 . Cartesian coordinates for 1-full system, optimized at the PBE0/def2-TZVP(Cs)//cc-pVDZ(C,H,O) level of theory. Table S9 . Cartesian coordinates for 1H-full system, optimized at the PBE0/def2-TZVP(Cs)//cc-pVDZ(C,H,O) level of theory. Table S10 . Cartesian coordinates for "naked" trianion C 20 H 10
•3 , optimized at the PBE0/ccpVDZ level of theory. Table S11 . Cartesian coordinates for neutral C 20 H 10 , optimized at the PBE0/cc-pVDZ level of theory. Table S12 . NBO charges for 1-small model (PBE0/def2-TZVP(Cs)//cc-pvDZ(C,H,O)). Table S13 . NBO charges for 1-small model (PBE0/def2-TZVP(Cs)//cc-pvDZ(C,H,O)).
Natural Population Natural Natural ---------------------------------------------Spin Atom No
Charge Core Valence Rydberg Total Table S14 . NBO charges for 1 4 -small model (PBE0/def2-TZVP(Cs)//cc-pvDZ(C,H,O)). Table S15 . NBO charges for 1-full model (PBE0/def2-TZVP(Cs)//cc-pvDZ(C,H,O)). Table S16 . NBO charges for 1H-full model (PBE0/def2-TZVP(Cs)//cc-pvDZ(C,H,O)). Table S17 . NBO charges for "naked" C 20 H 10 •3 (PBE0/cc-pvDZ).
Density -----------------------------------------------------------------------------
Natural Population Natural Natural ---------------------------------------------Spin Atom No Charge Core Valence Rydberg Total Density  ----------------------------------------------------------------------------- Table S18 . NBO charges for neutral C 20 H 10 (PBE0/cc-pvDZ).
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EDA Analysis of Sandwich-Type Aggregates
The bonding between bowl-shaped fragments and positively charged alkali metal belt (see Figures S12 and S13 for details) was further investigated by the energy decomposition analysis (EDA) developed by Morokuma and by Ziegler and Rauk. [17] For this purpose, single-point calculations were performed by the ADF program package [18] with the same functional. All atoms were described by uncontracted Slater-type orbitals (STOs) with TZ2P quality as basis functions. [19] An auxiliary set of s, p, d, and f STOs was used to fit the molecular densities and to represent the Coulomb and exchange potentials accurately in each SCF cycle. [20] Scalar relativistic effects have been taken into account by ZORA. Further details on the EDA can be found in literature.
[21]
Figure S12. EDA Fragmentation scheme in 1-small and 1H-small models (left) as well as for 
